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Additional synthetic procedures
Synthesis of 2-(naphthalen-1-yl)pyridine, npy. 2-Bromopyridine (1.000 g, 0.6 mL, 6.33 mmol, 1 equiv.) and 1-naphthaleneboronic acid (1.524 g, 8.862 mmol, 1.4 equiv.) were dissolved in a 7:3 mixture of THF and 2 M aqueous Na 2 CO 3 (30 mL) and the mixture was degassed by bubbling argon. Tetrakis(triphenylphosphine)palladium(0) (0.315 g, 0.308 mmol, 5 mol %) was added. After further degassing, the mixture was heated at 70°C overnight under argon atmosphere. The reaction mixture was cooled to room temperature, poured into water, and extracted with CH 2 Cl 2 (3x50 mL). The organic phases were combined, cooled to room temperature and water was added (70 mL). The mixture was kept in the fridge for two hours and the orange precipitate was filtered and washed with water and freezer-cold methanol. A dark orange powder was obtained (0.319 g, 82 % assuming a pure compound). 1
was not soluble enough to be characterized (d 6 -DMSO, CD 3 CN, or CDCl 3 ) and was used without further purification. [1] [2] S3 Synthesis of Ir(npy) 2 (2,2,6,6-tetramethylheptenolate), 4. In a 250 mL round bottom flask, TBAOH (1.215 g, 1.52 mmol, 2.5 equiv.) and 2,2,6,6-tetramethyl-3,5-heptane-3,5dione (0.247 g, 1.34 mmol, 2.2 equiv.) were dissolved in 60 mL of CH 2 Cl 2 . The solution was degassed by bubbling argon for 15 min and 3 (319 mg, 0.25 mmol) was added as a solid.
After further degassing, the solution was heated to reflux under argon atmosphere overnight.
The solution was evaporated to dryness. The solid was suspended in 50 mL of methanol and 150 mL of water was added. The suspension was left in the fridge for two hours. The precipitate was filtered, washed with water and freezer-cold methanol, and dried under vacuum. 2 was obtained as an orange solid (0.246 g, 0.313 mmol, 62%). 
Stern-Volmer method:
where I 0 and I are the values of the luminescence intensity in the absence and presence of oxygen, respectively; pO 2 is the oxygen concentration and K SV is the Stern-Volmer quenching constant.
Lehrer model:
where I 0 and I are the analytical signal (luminescence intensity) in the absence and the presence of oxygen, respectively, x denotes the fraction of the total luminophores population that the quencher is able to access, and K SV is the Stern-Volmer quenching constant associated with the accessible fraction of luminophores.
